B. Experimental
1 Syntheses and characterization of the catalyst 1.1. Complex A was synthesized and characterized according to the procedure reported by ourselves. 1
1.2.
Complex B was synthesized and characterized according to the procedure reported by ourselves. 2 
Synthesis of complex C 3
RuCl 2 (PPh 3 ) 3 (2.00 g, 2.087 mmol) and N-(2-(diphenylphosphino)ethyl)-5,6,7,8-tetrahydroquinolin-8-amine (0.75 g, 2.087 mmol) were dissolved in toluene (100 mL) and stirred at 100 ºC for 3 h. After being cooled to room temperature, the resulting precipitate was filtered and washed with diethyl ether (3 × 10 mL). The title complex was obtained as pale yellow solid (1.08 g, 65%) . 1 H NMR (500 MHz, CDCl 3 ) δ 7.67 (q, J = 7.8, 7.2 Hz, 6H), 7.43 (t, J = 8.7 Hz, 2H), 7.39 -7.18 (m, 10H), 7.17-7.06 (m, 8H), 6.97 (d, J = 7.8 Hz, 1H), 6.88 (t, J = 7.6 Hz, 1H), 5.35 (s, H, N-H), 3.54 (q, J = 48.6 21, 154.69, 138.71, 137.89, 137.17, 136.87, 136.77, 135.23, 135.18, 135.10, 135.07, 135.02, 134.90, 134.78, 134.71, 134.00, 133.93, 133.57, 131.42, 131.35, 129.07, 128.84, 128.78, 128.62, 128.26, 127.83, 127.76, 127.61, 127.54, 127.34, 127.29, 127.27, 127.21, 127.14, 127.08, 127.01, 125.34, 122.59, 61.22, 45.65, 44.78, 37.98 (d, J = 27.2 Hz), 28.96, 27.97, 21.50, 20.73 3.52. Found: C, 61.77; H, 5, 159; N, 3.34. On standing in CDCl 3 for 4 h, complex C was obtained as a mixture of two isomers, C/C' 72:28.
No free PPh 3 was detected after this time (NMR sample: 20 mg of C in 0.8 mL CDCl 3 ).
C and C'
13 C NMR (126 MHz, CDCl 3 ) δ 162.74 (C'), 161.21 (maj-C), 157.58 (C'), 154.69 (maj-C), 138.71, 137.89, 137.17, 136.87, 136.77, 135.23, 135.18, 135.10, 135.07, 135.02, 134.90, 134.78, 134.71, 134.00, 133.93, 133.57, 131.42, 131.35, 129.07, 128.84, 128.78, 128.62, 128.26, 127.83, 127.76, 127.61, 127.54, 127.34, 127.29, 127.27, 127.21, 127.14, 127.08, 127.01, 125.34, 122.59 (maj-C) 
Preparation of complex D
To a solution of C (0.50 g, 0.63 mmol) in toluene (10 mL) was added a solution of NaBH 4 (0.46 g, 12.6 mmol) in ethanol (10 mL). The reaction mixture was stirred for 30 min at 65 ºC and then for 30 min at room temperature to give a grey suspension. The suspension was filtered in the air, washed with diethylether (3 × 10 mL) affording the title complex as a grey solid that was dried under reduced pressure for 2 h (0.42 g, 90%). 1 19, 154.69, 138.68, 138.42, 137.16, 136.86, 136.73, 135.22, 135.08, 135.00, 134.89, 133.99, 133.91, 133.80, 133.54, 132.16, 132.08, 131.92, 129.04, 128.81, 128.74, 128.59, 128.46, 128.23, 127.26, 127.18, 127.11, 127.05, 126.98, 125.31, 122.57, 61.20, 45.63, 37.97 (d, J = 27. F. Crystal data and structure refinement for C 
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